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The noteworthy methods to prepare the desired α-cyanoenamine in a one-pot reaction include the Horner-Emmons, Peterson, and Knoevenagel condensations. The Peterson-olefination procedure in Scheme 1 was utilized in the present work to convert the α-silylated aminoacetonitrile 1 to the α-cyanoenamines 3 in good yields for the carbonyl compounds 2 (Table 1 ). The critical carbonyl partner was the quite labile azoaldehyde 2a, for All in all, we demonstrated herein that the presently developed olefination is the method of choice for the preparation of α-cyanoenamines 3, as confirmed by the higher yields and a broader scope than the Horner/Emmons reaction. The efficacy of the Peterson methodology presumably derives from the higher oxygenphilicity of silicon versus phosphorus, which enables sufficiently gentle reaction conditions to employ labile carbonyl compounds and minimize as well the decomposition of the sensitive α-cyanoenamines 3.
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General Procedure for the Preparation of α-Cyanoenamine 3
A solution of 1.27 mmol of the α-dimethylamino-α-trimethylsilylacetonitrile 1 in 20 mL of abs. THF was cooled under an argon-gas atmosphere to -78 °C, 1.00 mL (1.3 M, hexane) of sec-BuLi was added dropwise by means of a syringe, and the reaction mixture stirred magnetically for 45 min at -78 °C. To the solution was added 1.20 mmol of the corresponding carbonyl partner 2, the reaction mixture was allowed to warm up slowly to room temperature, and stirred an additional 2 h at ca. 20 °C. After addition of 20 mL of ethyl ether, the organic phase was washed with water (2x 20 mL), brine (1x 20 mL), and dried over MgSO 4 . The solvent was removed by distillation (20 °C, 20 mbar) and the residue submitted to silica-gel radial chromatography (Chromatotron), to afford the pure α-cyanoenamines 3 (Table 1) According to the general procedure, the α-cyanoenamine 3a (555 mg, 19.0, 26.6, 27.1, 29.8, 42.2, 50.2, 51.2, 68.6, 97.5, 98.3, 111.5, 115.2, 117.3, 128.4, 129.5, 129.6, 130.2, 138. 
